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IRSTITUTE OF ORGANIC INTERMEDIATE PROIUCTS AND DYESTUFFS
IMENI K. YB. VOROSHILOV, MOSCOW

"1-Nitro-4,3-Naphthalenedisulfonic Acid and 2-Hitro-k,
8-Naphthalenedisulfonic Acid,” A.A. Chukssnova, E.V.
Sokolova, 801 Ree Inst of Org Tntermediate Products and
Dyestuffs imeni K. Ye. Vaoroahilov, Moacow .

"Zhur Priklad ¥himii" Vol 18, 1945, pp 55-8

Na salt of nitro C-acid (3-nitro-1,5-naphthslened1-
sulronic asid) heated with four parts of FCls far 5
hours on a steem bath gave, on pouring into cold water
and orystallization from benremne, the currssponding
bis(eulfcnyl chloride), melts at 158°; similarly, nitro-
S-acid (he-nitro isomer) gave the bic(mlfonyl chloride),
melts at 177°. Nitration of 1,%-naphthalenedisulfonic
zo:d vith 6% ENO3 In HpSOp gave - both the 3- and tho
-nitro isowers in following ratioe: in 94% B8Oy,
3-nitro and 60§ L-nitro acid at 2C-59, 39% and 59#
5-10°; in 97% EpB0j, at 15-2000, 424 and 50%, reapoctivaly

*Determination of Small Quantities «f Manophenols in ke
Prasence of Polyphenols and Quincme,” - 1.I. Ioffe, E.V.

Bokolova, 801 Res Inst of Org Intermediate Products and

Dyestuffs ineni K. Ye. Yoroshilov, Moscow

"Zhur. Priklad Xhimii" Vol 18, 1945, pp 273-7

Spall quantities of monophanols san be determined in
the presexwces of polypheuvlr and quirnone by oxidation of
the latter with HxOn. Trsat 10 ml of the test solutiom,
%putaining about 0.0002 mol/l, with 1 ml of 25-30% HoOp
and 5 ml 20% NH,OH; aftér 2-3 hours remove excess H202
. by adding MnO,, neutralize the filtrate with HCL, and
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STAT

‘ treat with diazosulfanilic acid solutica in the
R RTINS P presence of Napl0; and NH,OE:-at 0-59, and measure -
the color in a photometer.

L]

Carbazole and Ite Derivatives: IV. Se)ective Actiem

of Acylating Substances an Ke{Eydrcxymethyl) Carbszole,®
K. G. Migueh, Ts. M. Gel'fer, 8ci Rea Inst of CGrg In-
termodiate Products and Dyestuffs imeni K. Ye. Voro~
shilov, Moscow : .

"Zdur Prikled Khimii" Vol 19, 1946, pp 9%9-ik

9-{Bydroxymethyl) carbazole (I), dry c5nau, and Ac
heated 30 minmutes at 100° give 96.8% ciulde or 65-T
purified 9-(acetoxymethyl) carbazole, melting at 8129,
which, like its analogs, dscomposes whem hoated and
hvirelyzee very easily, The analogons rsscRion with
Beo0. gives 96.2% 9-(benzoxymethyl) carbazole, melting
4t799.8-200.8°. When tlie reastions srs carried out
with AoCl or BzCl inskead of the anhydrider, & swall
emount .of solid mixturs of 9,9-dicarbasolylmethens,
wolting &t 312-13°, snd the acyl derivative of I are
formed. When thas filtrate from thie mixture 1s
allowed to stend,; 664 I slowly seperates. Warming
ineresses the ¥ate of deparaticn. ‘The ohief reastion
profuct in this case i an uratable guaternery axTTAr
ammonius compound which decomposes, regenerating I.
3-Mitrocarbezole heated vith K;COs, FtOH, and CN,0
gives 88% 9-(bydroxymsthyl)-3-nitfocarbazols,

molting at 183-3.40. With either 40,0 or AoCl this
gives 93-5% 9-(acdtoxymethyl)-3-nitrocarbazole,
nolting at 157-7.89, and with Bzy) or EaCl it gives
97-9% of the benzoxy {arivstives, melting at 163-47,
An analegous reaction gives 9-(hydroxyxathyl)-3-ben~
zoyloarbazole, melting at 154.585%, whicl with

Aog0 givee 91% and vith AcCl 7% of the acetoxy
derivative, melting at 158-99, Thus the comree of
<he reactimn depends on the acetylatirg and the
acetylated compound.’ o

"Carbagole and Its Derivatives: III. Actiuvm of
Dialkylsulfates on Sodium 3-Sarbezoleswlfopate,”

K. G. Misuch, Ts. M. Gel'fer,! Sci Res Inst of Org
Intermediate Products and lyestuffs imeni E. Te.
Vorosbilor, Moscow

"Zimx PriXlad Khiuii® Voi 17, 1947, pp 823-8

Jure neutral i 4o not alkylate or sulfonate Na
3-carbussl ‘opate (I). I (8.07 g), 2.7 8
Nez20,, and 20 cc MeFh gently refluxed 3.5 hours
yielded 99% unchanged I: aénn.nr results vere ob-
20 oc MePh, anf O,fsh g B0 &-’.‘u-&.m".ﬁ abcn‘}"tho . . -
regotion mass vas ddep violet; after evaporation of D
) the Phlie and MpSO), the residue, diluted with N0 and
- s neutralized with KayC03, gave 6.55 g of & mixture,
melting et 21k-150, of mixed di-Me seters of car lo-
.diaul?onic acids; no I vas found. The crude 4i-Me
esters vare hydrolyzsd by alcohol EadN, freed of EtOH,
and the products were heated iu sealed tubes with 7%
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HC1 8 hours to 165-709; crystallizatiom of the re-
sulting mixture from PhMe gave garbazole and 9-methyl- -
carbazole in the ratic of £:1. It vas impossible to
somplotoly 1dentify the camponente of the Mo, {ar Btp)
oster mixture since orystallization led to hydrolyeis
and loss of all but esters of 3, G-carbazcledisulfonic
acid, vhich are oforless solids, inscluble in Ez0, do
not. react with 4-0NCEH) OB 1n Hp80y, and deccaposd on
heating: di-Me ester, long nesdlos (from dry MeOR),
degoupose 235-6°; 41i-Et eater, needles dscompose 211-
127 (elow heating), or 222-3% (rapid heating). Addis-
tion of incressingly dreater smounts of Ez0 or Hyd05
favors the formation of such ester mixtures. Simi-
larly <he use of comsrsial RoS0), comtaining acid,
leads to such ester mixtures. Similar promction of
the reastion wus obtained with Etn80) whick was
hoatad 3 hours to 1700 bsfor'e the resstiom; the wors
stable Nep80) 444 not shov an effect. The mechanigm
of the B-elkylation i& no: clear, but the sulfonating
asticn 1s'daused by the menoalkyl sulfates preduced by
the-action of either Bp0 or Ha80), o BpHO).

"Allylation of Orgsnomegnesium Compounds by Esters of
Corboxylio: Acide,” K. G. Kidmuok, Bol Ees Inst of Oxg
Intarmediate Products and Dyestudfs imeni K. Ys.
Voroahiloy, Moscow

"Zhur Ovgdih Ehimii" Vol 16, 1946, pp 1k71-k

To MsMgI (from 1.8 g Mg and 8.5 g MeI) in 15 oo Et,0
was sdded at 0° 6 g 9-(asetoxymethyl) carbaxzole (IJ;
after standing one hour with cooling the miztare whs
hydrolysed 80’10141 13.9% 9-ethyloarbagzole, melting
at 67.4-7.8° (from Xt0H); picrate melting st 101.2-
2%, Binilarly, EtMgir gave 67% 9-propylcexbasole,
‘melting w® 48.2-99; picrate melting at 98-8.50; Phighr
ve T75.9% 9-benzyloarbazole, melting at 118.18.8°
from BtOH). FPhNgBr (from k.75 g PhBr) cooled to 00
and troated vith 7.62 g 9-(benzoxymetiyl) carbszole in
80 co Etp0 gme9-benzyl-carbatolo ~nd BzOH (1.5 g) . The
oruds Mg derivative of FhMEp (from 1.8 g i3, 5.6 g Nel,
and 5.6 3 PhiEo)in %0 @b BtgC with 6 g1 18 70 vo 3tu0
at 15-287 heatad to 359 with siLxring  hewrs yielddd,
after tV.e usual hyérolyeis, 0.9 g df-H-carbasolyl-
methan; (II), melting at 313-14° (from bentene), and
2.05 ¢ lv§9-mbato]:1nt.hyl) enalins, melting at
147-8.5° (from Btai); the first caepound wes prepered
in 72.5% yield dy additiom of 6 g I to 9-carbazolyl-
magnedium fodide (from 1.8 g Mg, 8.5 g MeI, and 10 g
carbdagole) at 15-20° vhen, after the usual wpriing-
up thare wvas chbisised 11, melting at 313-14° (from
PhMe). This predudt 1s different from that obtained
by Rllvermasher and Loeb; the latter is the 3.3-isomer.

"Kinetics of the Reactiom Between Allyl Chlcride end
Bulfuric Acid,” I. I. Ioffe, L. M. Marozovakaya,

801 Res Inst  Org Intermedister Producis and Dyeetuffs
imenl E. Ys. Voroehilov, Mosoow !

"Zwr Fix Khinii” Vo) 21, I9MT, p, Sk5-8
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The rate v of adscrption of gaseous Czl:Cl and ~
propylens by 82-80% HyS0; without any stirPing of . . ...
shaking i proportional to’the partial ressure of
e 8t any: given mt, the initial pressure
wass 80.mn Hg for C3BsCl and 100 mm Ng for C3Bg, the
other ges bosug air.” The v for'¢ u5-8thu
that fTor CxHsCl. - When liqaid € % and C3lg ar
shaken ¥t 76-86$ HoB0L, the v 18 independent ot
the. amount dissolved and indreases thres timse
when the tempereture rises fram 35¢ to 45°. The v
of 5585 1815 times tha’ of c;n,el
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